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L'archive ouverte pluridisciplinaire HAL, est destinée au dépôt età la diffusion de documents scientifiques de niveau recherche, publiés ou non, emanant desétablissements d'enseignement et de recherche français ouétrangers, des laboratoires publics ou privés. by Bree and Edelson [5, 6] during optical and Raman studies of single crystals : the transition at 40 K is continuous and a Raman soft mode is claimed to vanish at this temperature, whereas the 15 K transition is sudden. Finally Cailleau et al. [7] , using neutron diffraction, confirmed that the upper transition was a displacive one and that the lower transition was discontinuous [8] they also showed that the two low temperature structures were incommensurate.
Friedman had announced in his paper [2] that a thermodynamic study was in progress, but it was never published. On the other hand, Cullick The adiabatic, submarine type, calorimeter used in this study has been fully described elsewhere [9] . (Fig. 2 ) some scatter appears, but the anomalies are not reproducible and never exceed the experimental error. The heat capacity curve given in figure 3 is monotonic, but during the experiments it was noted that the equilibrium times necessary to obtain a constant temperature drift became progressively longer than usual (to reach 80 min.) until the temperature was greater than 40 K, where they happened to be normal again (20 min.). During this period these temperature drifts -used to calculate the corrections required The heat capacities in the low temperature region did not show an anomaly either. In that case no difficulties were encountered in the experiments.
The difference in equilibrium times would have been hardly noticed in previous studies which dealt with small samples always in equilibrium with a thermal bath [1] [2] [3] [4] [5] [6] [7] [8] . 4 . Discussion. -At temperatures higher than 90 K, the results obtained in these experiments were in good agreement with the values previously published by Huffman et al. [10] . The [12, 14] would be necessary to clarify this point.
Such small values for transition enthalpies are by no means exceptional. In chloranil A7/==38 J . mol-1 [ 15] , in thiourea AH are equal to 7 and 28 J . mol-' I respectively for the two lower temperature transitions [16] , whereas in N,N'-dimethylnitramine OH = 18 J. mol-1 [17] . Even smaller values may be found in Rochelle salt [18] .
The fact that in biphenyl AH is rather small whereas it is noticeable in p-terphenyl, appears as a confirmation of the different nature of the phase transitions in these two compounds : order-disorder for the latter and displacive for the former, as were also those occurring in chloranil, thiourea and N,N'-dimethylnitramine.
Finally it must be noted that only a very small transition enthalpy is expected at the low temperature transition between two incommensurate phases, even if this event occurs suddenly : in K2SeO4 [19] such a situation was hardly noticeable.
